Introduction
Antimicrobial resistance of pathogenic microorganisms has presently emerged both in the community and hospital leading to increased deaths, illness, hospitalization and treatment costs and duration. The increasing incidence of bacterial drug resistance imposes an improvement of the existing antimicrobial drugs and the development of new ones. Isatin possesses some biological properties. Isatin (1H-indol-2,3-dione) is a synthetically versatile substrate, that can be used for synthesis of a larger variety of heterocyclic compounds, such as indoles and quinolines. It also acts as raw material for drug synthesis. Presence of isatin has also been reported in mammalian tissues. The coordination chemistry of transition metal ions and isatin derivatives may be an interesting subject for further studies. Schiff bases derived from isatin showed anticonvulsant, tuberculostatic, antibacterial and antifungal activities. Schiff base of 4-aminoantipyrine and its complexes have variety of applications in biological, clinical, analytical and pharmacological areas. Antimicrobial and DNA cleavage studies of copper metal complexes containing Schiff base derived from 4-amino antipyrine copper complexes in the presence of ascorbate or hydroquinone have been reported [1] [2] [3] [4] [5] [6] [7] [8] .
Microwave-assisted synthesis is a branch of green chemistry. Microwave-assisted synthesis has gained much attention in recent years. The applications of microwave irradiation are used for carrying out chemical transformations, which are pollution free, eco-friendly, low cost and offer high yields together with simplicity in processing and handling. The salient features of microwave approach are shorter reaction times, simple reaction conditions and enhancements in yields [9] [10] [11] [12] [13] [14] .
In this paper, we have described the synthesis, physicochemical characterization and biological significances of VO(II), Co(II), Ni(II) and Cu(II) complexes with ligands derived from isatin-3-chloro-4-floroaniline (ICFA), 2-pyridinecarboxylidene-4-aminoantipyrine (PCAP) (Fig. 1) . The reaction was carried out by both conventional and microwave methods. These ligands coordinate with the metal ions in a tridentate manner. The metal complexes formed with these two new ligands may be used as precursors for the synthesis of new compounds. Some of *Corresponding author <E-mail : jainrajchem@gmail.com, apm19@rediffmail.com> This is an Open Access article distributed under the terms of the Creative Commons Attribution Non-Commercial License (http:// creativecommons.org/licenses/by-nc/3.0/) which permits unrestricted non-commercial use, distribution, and reproduction in any medium, provided the original work is properly cited. which them may exhibit interesting physical and chemical properties and potentially useful biological activities.
Materials and Methods
Materials. All the used chemicals and solvents were of Anal R grade. All the reagents used for the preparation of the Schiff bases were obtained from Sigma Aldrich (St. Louis, MO, USA). Metal salts were purchased from Loba Chemie (Mumbai, India).
Physical measurements. Elemental analyses were performed on an Elemental Vario EL III Carlo Erba 1108 analyzer (Lucknow, India). FAB-mass spectra were recorded on a JEOL SX 102/DA 6000 Mass Spectrometer (Tokyo, Japan) using argon/xenon (6 kV, 10 mA) as the FAB gas. The accelerating voltage was 10 kV and the spectra were recorded at room temperature. Electronic spectra in (MeOH) were recorded on Perkin-Elmer Lamba-2B-Spectrophotpmeter (Shelton, CT, USA 
Conventional method for the synthesis of Schiff bases (ligand).
Two Schiff bases (ICFA, PCAP) ( Fig. 1 ) have been synthesized by adding the methanolic solution of isatin/ 2-pyridine carboxaldehyde (0.05/0.04 mol) with methanolic solution of 3-chloro-4-floro aniline/4-aminoantipyrine (0.05/ 0.04 mol) in equimolar ratio. The reaction mixture was then refluxed on a water bath for about 4~5 hr. The condensation product was filtered, thoroughly washed with ethanol and petroleum ether, re-crystallized and dried in vacuo. The purity of the synthesized compounds was monitored by thin layer chromatography (TLC) using silica gel (yield: isatin = 85%, 2-pyridine carboxaldehyde = 80%).
Microwave method for the synthesis of Schiff bases.
The equimolar (1 : 1) ratio of isatin/2-pyridinecarboxaldehyde (0.05/0.04 mol) with 3-chloro-4-floroaniline/4-aminoantipyrine (0.05/0.04 mol) were mixed thoroughly in a grinder. The reaction mixture was then irradiated by the microwave oven by taking 3~4 mL of dry ethanol as a solvent. The reaction was completed in a short time (4~5 min) with higher yields. The resulting product was then recrystallized with ethanol, finally dried under reduced pressure over anhydrous CaCl 2 in a desiccator. The progress of the reaction, purity of the product was monitored by TLC using silica gel G (yield: 90~92%). Microwave method for the synthesis of metal complexes. The ligand and the metal salts were mixed in 1 : 2 (metal : ligand) ratio in a grinder. The reaction mixture was then irradiated by the microwave oven by taking 3~4 mL of dry ethanol as a solvent. The reaction was completed in a short time (6~9 min) with higher yields. The resulting product was then recrystallized with ethanol and ether and finally dried under reduced pressure over anhydrous CaCl 2 in a desiccator. The progress of the reaction and purity of the product was monitored by TLC using silica gel G (yield: 79~84%).
Results and Discussion
As a result of microwave assisted synthesis, it was observed that the reaction was completed in a short time with higher yields compared to the conventional method. In the microwave method homogeneity of reaction mixture was increased by the rotating of reaction platform tray. The confirming of the results was also checked by the repeating of the synthesis process. IR spectra. The data of the IR spectra of Schiff base ligand and its metal complexes are listed in Table 2 . The IR spectra of the complexes were compared with those of the free ligand in order to determine the involvement of coordination sites in chelation. Characteristic peaks in the spectra of the ligand and complexes were considered and compared.
IR spectrum of the ICFA ligand shows a medium band at 3,149/cm due to n(N-H). A strong absorption band at 1,726/cm (C=O) present in the free Schiff base ligand has shifted to lower side by 20~35/cm in all four complexes, this indicates the involvement of C=O group in coordination. A band at about 1,610/cm due to ν(C=N) (azomethine group) shift down by 5~10/cm in the complexes suggesting involvement of azomethine nitrogen in coordination. The appearance of broad band around 3,390/cm in the spectra of complexes may be due to lattice water. A band of medium intensity at 838/cm (rocking) in Ni(II) complex suggest the presence of coordinated water. Some new bands at 520 ± 5/cm and 486 ± 10/cm have been assigned to n(M-O) and n(M-N) modes, respectively. A characteristic non-ligand sharp band in the spectra of VO(II) complex at 955/cm has been assigned to ν(V=O). The IR spectra of the PCAP ligand shows a strong band at 1,595/cm due to ν(C=N) (azomethine group). This has shifted down by 10~20/cm in the complexes suggesting coordination through azomethine nitrogen. A strong absorption band at 1,644/ cm due to ν(C=O) present in the free Schiff base ligand has shifted to lower wave number by 20~30/cm in complexes. This indicates the involvement of C=O group in coordination. The stretching frequency due to N-N in the free ligand was observed at 1,034/cm. This band was slightly affected in metal complexes, indicating noninvolvement of this linkage in coordination with the central metal ions. Pyridine ring shows absorption band at 1,421 and 1,047/cm in the ligand spectrum. These bands shows positive shift 10~15/cm in the complexes suggesting participation of pyridine nitrogen in complexation. A broad band at 3,370~3,360/cm in the spectra of complexes suggests the presence of water molecules. A band of medium intensity at 830/cm suggests the presence of coordinated water in VO(II) complex. The new bands at 530 ± 5/cm and 485 ± 5/cm have been assigned to ν(M-O) and ν(M-N) modes, respectively. A characteristic non-ligand sharp band in the spectra of VO(II) complex at 950/cm has been assigned to ν(V=O) [17] [18] [19] .
Electronic spectra. The nature of the ligand field around the metal ion has been deduced from the electronic spectra.
The ν 3 ) , respectively. The geometry of these five coordinated mononuclear complex can be described in terms of a trigonal bipyramid distorted towards a tetragonal pyramid. The value of the magnetic moment for this complex is 1.72 B.M. It Indicates presence of one unpaired electron in VO(II) complex. The electronic Table 2 . IR spectral data (1/cm) of Schiff bases and their metal complexes Table 3 . MIC values and zone of inhibition (in mm) of synthesized compounds against fungi using Miconazole as standard are given in Table 4 .
All of the tested compounds showed good biological activity against microorganism. On comparing the biological activity of the Schiff base and its metal complexes with the standard bactericide and fungicide, it is show that the metal complexes have moderate activity as compared to the standard but all the complexes are more active than their respective ligands. The higher inhibition zone of metal complexes than those of the ligands can be explained on the basis of Overtone's concept and Chelation theory. On chelation, the polarity of the metal ion will be reduced to greater extent due to the overlap of the ligand orbital and partial sharing of the positive charge of the metal ion with donor groups. Further, it increases the delocalization of ð-electrons over the whole chelating ring and enhances Standard; ICFA, isatin-3-chloro-4-floroaniline; PCAP, 2-pyridinecarboxylidene-4-aminoantipyrine.
the penetration of the complexes into lipid membranes and blocking of the metal binding sites in the enzymes of microorganisms. There are other factor which also increases the activity are solubility, conductivity and bond length between the metal and ligand [23] [24] [25] [26] [27] . 
